Three new triterpenoid aglycones named Philinopgenin A (1), B (2), and C (3) were isolated from the acid hydrolysate of the crude glycoside mixture prepared from the whole sea cucumber Pentacta quadrangulasis Lesson. The corresponding structures were determined as 16β-acetoxyholosta-8(9), 24(25)-diene-3β-ol (1), 20, 25-epoxy-lanosta-9(11)-ene-3β-ol 18(16)-lactone (2) and 16β-acetoxyholosta-9(11), 24(25)-diene-3β-ol (3), respectively, on the basis of spectral evidence.
Introduction
Investigations of triterpene glycosides in sea cucumbers (Holothuroidea, Echinodermata) have a long history. In the search for new biologically active substances from marine organisms, we have been investigating antitumour constituents in the sea cucumber Pentacta quadrangulasis Lesson, which is widely distributed throughout the South China Sea, especially in the area near Guangdong. Before examining the components of this sea cucumber to elucidate the structure of the biologically active glycosides, we investigated the aglycones. We report herein the isolation, purification, and structural elucidation of three new aglycones named Philinopgenin A (1), B (2) , and C (3) from the acid hydrolysate of the crude glycoside fraction. C-and DEPT spectra of compound 1 showed resonances for a 9(11)-double bond [δ C 110.8 (s, C-11) and 151.2 (S, C-9)] and those due to an acetoxy group [δ C 170.0(s) and 21.4(q); δ H 1.93(3H, s)]. The location of the acetoxy group at C-16 was deduced from the chemical shift of the H-16 signal (δ 5.76), which showed coupling to signals at δ 2.57 (H-17α), 2.19 (H-15α), and 1.43 (H-15β) in the DQCOSY spectrum. This conclusion was also confirmed by the cross peak at δ 5.76/170.0 (H-16/CH 3 CO) in HMBC spectrum. The 16β configuration of the acetoxy group was confirmed by NOESY experiments and by coupling constant analysis for the C-16 proton with the C-17α proton (see Figure 1a) . The calculated coupling constant value of 9.6Hz (J 16α, 17α ) for the most stable conformation of 16β-acetoxy-holosta-9,24-diene-3β-ol obtained by Molecular Mechanics (Hyperchem) coincided with the experimental and reported values [2] and differed considerably from those calculated for 16α-isomer [1.2Hz (J 16β, 17α )]. The 1 H-NMR spectrum showed two vinyl methyl signals at δ 1.50 and 1.57 and one olefinic proton signal at δ 5.04, assigned to the terminal isopropenyl group of the side chain. The 13 C-NMR spectrum confirmed the presence of this group: two methyl groups at δ 25.5 (C-26) and 17.7 (C-27) attached to olefinic carbons at δ 131.8 (C-25) and 124.4 (C-24). This conclusion was also confirmed in the HMBC spectrum. Therefore the structure of compound 1 was determined as 16β-acetoxyholosta-9(11), 24(25)-diene-3β-ol. The molecular formula of Philinopgenin B (2) Figure 1b) . Thus, compound 2 was determined as 20,25-epoxylanosta-8(9)-ene-3β-ol 18(16)-lactone. (Table 1 ) similar to those of compound 1, except for the signals due to the carbon atoms at the B/C-ring junction. These findings suggest that compound 3 is an olefinic function regioisomer of compound 1. The two olefinic carbon signals at δ=130.2 (s) and 135.6 (s) in the 13 C-NMR spectrum of compound 3 indicate that compound 3 is the ∆ 8(9) isomer of 1.
Thus, compound 3 can be identified as 16β-acetoxyholosta-8(9), 24(25)-diene-3β-ol. About 40 genuine and artifact triterpenoid aglycones have been obtained by acidic or enzymatic hydrolysis of crude sea cucumber glycosides [4] . The newly obtained aglycones, described in this paper, differ from previously reported ones in their substitution patterns. It should be noted, however, that compounds 1, 2, and 3 may be artifacts arising from the extraction treatment, because the coexistence of minute amounts of other not identified regioisomers was noted in the acid hydrolysate of the glycoside mixture, and signals due to a trisubstituted olefin group (∆ 7(8) ) were observed in the NMR spectra of the parent oligoglycoside sulfates of this sea cucumber.
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Experimental

General
Melting points were determined with a XT5-XMT micro melting point apparatus and are uncorrected. IR spectrum was measured on a BRUKER VECTOR-22 spectrophotometer. The ESI-MS (positive and negative ion modes) was obtained on Micromass Quattro mass spectrometer. 
Extraction and Purification
Air-dried body walls of the sea cucumber Pentacta quadrangulasis (10kg) were extracted with 50% EtOH (50 L). The EtOH was evaporated in vacuo to give a crude extract (23.1g), which was partitioned between water (15 L) and chloroform (15 L). The water layer was extracted with nbutanol (15 L) and the organic layer was evaporated in vacuo to give the n-butanol extract (16.3g). A portion of this extract (6.0g) was heated at reflux in aqueous 15% H 2 SO 4 (2000 mL) and the cooled reaction mixture was then extracted with three portions of chloroform (800 mL, 600 mL and 600 mL), the combined chloroform extracts were washed with water (300 mL), dried over Na 2 SO 4 and concentrated to give an aglycone mixture (1.890g). This mixture was separated by flash chromatography on silica gel (3x40cm column, eluent: 4:1 n-hexane/EtOAc, flow rate: 1.5 mL/min) with detection of eluates by TLC (SiO 2 , 2:1 n-hexane/EtOAc; SCRC reagent) to yield a main fraction (600.9 mg, v R : 80mL-160mL). This fraction was further separated by HPLC (85% MeOH/H 2 O, flow rate 1.5 mL/min) to afford Philinopgenin A (1) 
